The Se-Cl interactions in five selenite chlorides (α,β-Zn 2 (SeO 3 )Cl 2 (sofiite and its polymorph), α,β-Cu 5 O 2 (SeO 3 ) 2 Cl 2 (georgbokiite and parageorgbokiite), and KCdCu 7 O 2 (SeO 3 ) 2 Cl 9 (burnsite)) have been investigated by means of the analysis of their theoretical electron density distributions. The analysis reveals the existence in the structures of two basic types of interactions: intermediate interactions with essential covalent contribution and closed-shell interactions. In Zn 2 (SeO 3 )Cl 2 polymorphs and burnsite, all metal-oxide and metal-chloride interactions are of the first type, whereas in georgbokiite and parageorgbokiite, the Jahn-Teller distortion results in the elongation of some of the Cu-X bonds and their transition to the closed-shell type. All anion-anion interactions are of the closed-shell type. The energy of the closed-shell Se-Cl interactions can be estimated as 1.4-2.6 kcal . mol −1 , which is comparable to weak hydrogen bonds. Despite their weakness, these interactions provide additional stabilization of structural architectures. The Se 4+ -Cl − configurations are localized inside framework channels or cavities, which can be therefore be viewed as regions of weak and soft interactions in the structure.
Introduction
According to the last version of the Inorganic Crystal Structure Database (ICSD) [1] , there are about 130 structurally characterized inorganic compounds containing Se, O, and Cl, and more than 95 of them are selenite chlorides, i.e., the compounds containing both (Se 4+ O 3 ) 2− and Cl − anions. No selenate chlorides have been reported in the literature to the present date. The high affinity of selenite and chloride anions is obvious and requires a chemically reasonable explanation. The problem is also important from the viewpoint of interesting physical properties of transitional metal selenite chlorides [1] [2] [3] [4] [5] [6] [7] [8] [9] [10] [11] and their mineralogical occurrences [12] [13] [14] [15] [16] [17] [18] [19] [20] [21] [22] [23] . Indeed, many transitional metal selenite chlorides display diverse magnetic properties, due to the presence in their structures of low-dimensional arrays of magnetic ions such as Cu 2+ , Ni 2+ , Co 2+ , and Fe 2+ [11] . The eruption of Tolbachik volcano (Kamchatka peninsula, Russia) in 1975-1976 was followed by the extensive fumarolic activity, which was accompanied, in particular, by the formation of selenite chloride mineral associations dominated by Cu 2+ -containing species [12, [14] [15] [16] [18] [19] [20] 22, 23] .
Johnsson et al. [24] noted that the tendency of lone-electron pair cations such as Se 4+ and Te 4+ to associate with halide ions results in the agglomeration of halides and lone pairs into separate regions in the crystal structure, which act as 'chemical scissors', subdiving the structure space into relatively hard and covalently bonded metal-oxide parts and relatively soft halide-lone-pair parts. However, Espinosa et al. [27] and Gatti [26] proposed to use the H(r c )/ρ(r c ) parameter or bond degree (BD) to measure the degree of covalency of a particular interaction. The lower the BD value, the higher is the covalency of an interaction. The BD value is negative for shared and intermediate interactions and positive for closed-shell interactions.
It has long been recognized that in some ionic crystals (such as LiI [28] ), there exist specific anion-anion interactions that stabilize the structure. On the other hand, quantum-chemical calculations of some salts (such as AlX 3 (X = F, Cl, OH) [29] ) revealed the presence of bcps along the Al . . . Al lines, implying the existence of weak cation-cation Al . . . Al interactions. At first glance, the stabilizing role of such interactions contradicts a traditional crystal-chemical intuition [30] , however, the presence of bcps unequivocally indicates that there is a bond path between the corresponding pairs of atoms [31] . Nelyubina et al. [32] and Gibbs et al. [33] provided useful reviews on the subject of anion-anion interactions in various chemical compounds. In particular, Gibbs et al. [33] analyzed the O-O interactions along the shared edges of cation coordination polyhedra in silicates and demonstrated that these weak bonds indeed stabilize the structure, though the stabilizing effect might be considered as marginal relative to the metal-oxygen interactions.
In a series of papers, Gibbs et al. [34] [35] [36] investigated secondary van der Waals bonding in inorganic molecular crystals such as As 4 S n (n = 3, 4, 5) [36] , arsenolite, As 2 O 3 [34] , and orpiment, As 2 S 3 [35] , and reported on the existence of intermolecular closed-shell As-X interactions (X = O, S). The As-X bonds are directed and are of the Lewis acid-base type, i.e., they link locally concentrated (nucleophilic, Lewis-base) electron density regions on the As atoms to locally depleted (electrophilic, Lewis-acid) electron density regions on the X atoms. In addition, in some structures, there are also As . . . As and O . . . O interactions.
Crystals 2018, 8, 193 3 of 17 For a long time, we have been interested in the crystal chemistry of inorganic oxysalts containing lone-electron-pair cations such as Pb 2+ [37] [38] [39] [40] , Tl + [41] , and Se 4+ [42, 43] . In this report, we investigate a number of zinc and copper selenite chlorides from the viewpoint of the analysis of their electron density distributions that may provide novel ideas to understand the role that weak Se-Cl closed-shell interactions play in the structural organization of these compounds. Table 1 provides crystallographic information on the compounds that will be considered in the following. Among the seven compounds, three are naturally occurring selenite chlorides first discovered in the fumaroles of the Tolbachik volcano, Kamchatka, Russia. For the purpose of structure comparison, three pairs of polymorphic modifications have been selected, namely, two modifications of Zn 2 The CRYSTAL14 software package was used to perform the solid-state DFT calculations [49] . The Peintinger−Oliveira−Bredow split-valence triple-ζ (pob-TZVP) basis sets [50] were used for all atoms, except Cd in burnsite [51] , along with the hybrid Becke-3−Lee−Yang−Parr (B3LYP) functional. The electron-density distribution function was calculated using experimentally observed geometries for each structure and analyzed using the TOPOND14 software [52, 53] with respect to the properties of the bond critical points in electron density distributions and scalar fields of the electron-density Laplacian [53] .
Results and Discussion

Zn 2 (SeO 3 )Cl 2 Polymorphs
Sophiite, α-Zn 2 (SeO 3 )Cl 2 , was first discovered in fumaroles of the Tolbachik volcano, Kamchatka peninsula, Russia [12] . Its β-polymorph was synthesized by chemical transport reactions [45] , which has repeatedly been used for simulation of fumarolic mineralization [54] . It is noteworthy that both polymorphs of Zn 2 (SeO 3 )Cl 2 are highly hygroscopic. Their crystal structures are very close to each other and both are based upon the same type of electroneutral [Zn 2 (SeO 3 )Cl 2 ] 0 layers formed by (ZnO 2 Cl 2 ) tetrahedra, (ZnO 4 Cl 2 ) octahedra, and (SeO 3 ) trigonal pyramids ( Figure 1a) . The (ZnO 4 Cl 2 ) octahedra share common O corners to form chains running parallel to c in both polymorphs. Each octahedron shares one O-Cl edge with an adjacent (ZnO 2 Cl 2 ) tetrahedron and one O-O edge with (SeO 3 ) pyramid, which provide linkage of the chains into two-dimensional layers. The layers are parallel to (010) in sofiite ( Figure 1b) and to (100) in the β-polymorph (Figure 1c ). The structures of both modifications may be considered as polytypes, since they are based upon the same type of layers. According to the modern nomenclature, sofiite as α-Zn 2 (SeO 3 )Cl 2 should be regarded as 2O-polytype (orthorhombic structure with two layers per unit cell), whereas β-Zn 2 (SeO 3 )Cl 2 should be considered as 1M-polytype (monoclinic structure with one layer per unit cell). Since the layers in the structures of both polytypes are electroneutral, the linkage between the layers is achieved through the secondary bonds that involve Cl − anions and Se 4+ cations (Figure 1 ).
The lists of bcps found for sofiite and β-Zn 2 (SeO 3 )Cl 2 are given in Tables 2 and 3 , respectively. It can be clearly seen that the interatomic interactions in the two structures can be subdivided into two groups: interactions with H(r c ) < 0 and interactions with H(r c ) > 0. The first kind of interactions The most interesting are the bcps, for which ∇ 2 ρ(rc) > 0 and H(rc) > 0. These bond paths correspond to the Se-Cl, Cl-Cl, and O-O closed-shell interactions, which we shall analyse in more detail. The geometrical environments around the atoms participating in weak closed-shell interactions in sofiite are shown in Figure 2 . There are three Se-Cl interactions (Figure 2a) , from which two interactions (Se-Cl1 and Se-Cl2) are intralayer and one Se-Cl2 interaction is interlayer. The same situation is also observed in β-Zn2(SeO3)Cl2 (Figure 3a) . In sofiite, the interlayer interaction corresponds to the shortest Se-Cl distance of 3.317 Å, whereas, in β-Zn2(SeO3)Cl2, the respective SeCl distance is the longest among three Se-Cl contacts with its length equal to 3.514 Å . Taking into account weak interactions, the coordination of Se atom in both polymorphs can be considered as a distorted trigonal (SeO3Cl3) prism with the O3 and Cl3 triangular bases. The Se-O interactions are more than one order stronger than the Se-Cl interactions. The number of Cl-Cl interactions in the two Zn2(SeO3)Cl2 is notably different, despite the fact that the number of symmetrically independent bcps is the same (Tables 2 and 3 ). The point is that two Cl-Cl bcps in sofiite are located on the twofold axes, whereas similar bcps in β-Zn2(SeO3)Cl2 are in general positions. In general, the structure of β-Zn2(SeO3)Cl2 contains 12 Cl-Cl bcps per interlayer, whereas the structure of sofiite contains only 8. The difference results in different coordinations of the Cl atoms in the structures of the two polymorphs. The most interesting are the bcps, for which ∇ 2 ρ(r c ) > 0 and H(r c ) > 0. These bond paths correspond to the Se-Cl, Cl-Cl, and O-O closed-shell interactions, which we shall analyse in more detail. The geometrical environments around the atoms participating in weak closed-shell interactions in sofiite are shown in Figure 2 . There are three Se-Cl interactions (Figure 2a) , from which two interactions (Se-Cl1 and Se-Cl2) are intralayer and one Se-Cl2 interaction is interlayer. The same situation is also observed in β-Zn 2 (SeO 3 )Cl 2 ( Figure 3a) . In sofiite, the interlayer interaction corresponds to the shortest Se-Cl distance of 3.317 Å, whereas, in β-Zn 2 (SeO 3 )Cl 2 , the respective Se-Cl distance is the longest among three Se-Cl contacts with its length equal to 3.514 Å. Taking into account weak interactions, the coordination of Se atom in both polymorphs can be considered as a distorted trigonal (SeO 3 Cl 3 ) prism with the O 3 and Cl 3 triangular bases. The Se-O interactions are more than one order stronger than the Se-Cl interactions. The number of Cl-Cl interactions in the two Zn 2 (SeO 3 )Cl 2 is notably different, despite the fact that the number of symmetrically independent bcps is the same (Tables 2 and 3 ). The point is that two Cl-Cl bcps in sofiite are located on the twofold axes, whereas similar bcps in β-Zn 2 (SeO 3 )Cl 2 are in general positions. In general, the structure of β-Zn 2 (SeO 3 )Cl 2 contains 12 Cl-Cl bcps per interlayer, whereas the structure of sofiite contains only 8. The difference results in different coordinations of the Cl atoms in the structures of the two polymorphs.
The Cl1 atom ( Figure 2b ) is linked to two Zn atoms and participates in three Cl-Cl and one Se-Cl interactions. The overall coordination of the Cl1 atom can be described as distorted octahedral. From four weak closed-shell interactions, only one Cl-Cl interaction has an interlayer character. In β-Zn 2 (SeO 3 )Cl 2 , the analogue of the Cl1 position in sofiite is the Cl2 site ( Figure 3c ). Its intralayer coordination (by two Zn, one Se, and two Cl atoms) is very similar to that observed in sofiite. However, there are two interlayer Cl-Cl interactions versus one in sofiite. Thus, the total coordination of the Cl2 site in the β-polymorph is sevenfold. The coordination of the Cl2 site in sofiite is shown in Figure 2c . There are two intralayer Cl-Zn bonds and one intralayer Cl-Se interaction. The interlayer interactions are characterized by one Cl-Se and one Cl-Cl bond paths. The situation in β-Zn 2 (SeO 3 )Cl 2 is again different (Figure 3b ). The number of intralayer interactions is the same as in sofiite, but there are three interlayer interactions, one Cl-Se and two Cl-Cl. In total, the coordination of the Cl1 site in the β-polymorph is sixfold versus fivefold in sofiite.
distorted trigonal (SeO3Cl3) prism with the O3 and Cl3 triangular bases. The Se-O interactions are more than one order stronger than the Se-Cl interactions. The number of Cl-Cl interactions in the two Zn2(SeO3)Cl2 is notably different, despite the fact that the number of symmetrically independent bcps is the same (Tables 2 and 3 ). The point is that two Cl-Cl bcps in sofiite are located on the twofold axes, whereas similar bcps in β-Zn2(SeO3)Cl2 are in general positions. In general, the structure of β-Zn2(SeO3)Cl2 contains 12 Cl-Cl bcps per interlayer, whereas the structure of sofiite contains only 8. The difference results in different coordinations of the Cl atoms in the structures of the two polymorphs. Table 2 . Bond critical points in the crystal structure of sofiite, α-Zn 2 (SeO 3 )Cl 2 , and their properties. coordination of the Cl2 site in the β-polymorph is sevenfold. The coordination of the Cl2 site in sofiite is shown in Figure 2c . There are two intralayer Cl-Zn bonds and one intralayer Cl-Se interaction. The interlayer interactions are characterized by one Cl-Se and one Cl-Cl bond paths. The situation in β-Zn2(SeO3)Cl2 is again different (Figure 3b ). The number of intralayer interactions is the same as in sofiite, but there are three interlayer interactions, one Cl-Se and two Cl-Cl. In total, the coordination of the Cl1 site in the β-polymorph is sixfold versus fivefold in sofiite. In both polymorphs, there is a bcp between the two O atoms located in the middle of the eight-membered atomic ring (Figure 2d ). This bcp is located in the inversion center and corresponds to a very weak closed-shell interaction.
The higher relative number of bcps in β-Zn 2 (SeO 3 )Cl 2 compared to sofiite might be related to the higher stability of the β-polymorph. Its physical density, 3.68 g . cm −3 is slightly higher than that of sofiite, 3.65 g . cm −3 , which manifests the higher efficiency of layer packing, which, in turn, may lead to the formation of more interlayer interactions, thus stabilizing the β-polymorph. It is noteworthy that, among the closed-shell interactions in the two polymorphs, the Se-Cl interactions are stronger than others, pointing out their important role in the linkage of the [Zn 2 (SeO 3 )Cl 2 ] 0 in the structures. Nevertheless, the Cl-Cl interactions are also of importance, providing additional contributions to the structural stability. [55] . Its dark-brown crystals were prepared by the chemical vapor transport reactions method. In 1999, it was described by Vergasova et al. [16] as a natural mineral species from fumaroles of the Great fissure Tolbachik eruption (Kamchatka, Russia). In 2006, Vergasova et al. [20] described another natural polymorph of Cu 5 O 2 (SeO 3 ) 2 Cl 2 , which was named parageorgbokiite in order to recognize its chemical similarity to georgbokiite. It is noteworthy that, in contrast to georgbokiite, the crystals of parageorgbokiite are green and thus the two polymorphs can easily be distinguished. The crystal structures of georgbokiite and parageorgbokiite are closely related and the best way to understand these relations are to describe them in terms of structural units based upon oxocentered tetrahedra formed around 'additional' O atoms not bonded to Se 4+ cations. This approach was first proposed in 1968 [56] and recently developed into a coherent crystal chemical theory (see [57, 58] for reviews and historical remarks). In general, description of certain crystal structures in terms of anion-centered coordination polyhedra became more popular over the years, in part due to the recent reports on interesting structural and physical properties and mineralogical importance of antiperovskites, i.e., materials with structures based upon anion-centered octahedra [59] [60] [61] [62] [63] [64] [65] [66] .
In the crystal structures of both polymorphs of Figure 4b are the basic structural modules for both polymorphs and it is the mode of their combination that generates the structural difference. interesting structural and physical properties and mineralogical importance of antiperovskites, i.e., materials with structures based upon anion-centered octahedra [59] [60] [61] [62] [63] [64] [65] [66] .
In the crystal structures of both polymorphs of Cu5O2(SeO3)2Cl2, there are additional O atoms not bonded to Se and tetrahedrally coordinated by four Cu atoms thus forming (OCu4) oxocentered tetrahedra. In both structures, (OCu4) tetrahedra share Cu-Cu edges and Cu corners to form [O2Cu5] chains shown in Figure 4a . The (SeO3) groups are attached to (OCu4) tetrahedra in a face-to-face fashion [67, 68] , which means that the triangular bases of both units are parallel to each other and have the same orientation. The complex 1-dimensional structural units with the composition {[O2Cu5](SeO3)2} 2+ shown in Figure 4b are the basic structural modules for both polymorphs and it is the mode of their combination that generates the structural difference. (Figure 5b) . The metal-oxide bonding network based upon the Cu-O and Se-O bonds contains the strongest chemical bonds in the structure. It can be seen, however, that this network possesses 1-dimensional channels parallel to (001) (i.e., the direction of extension of the [O2Cu5] chains) and these channels are occupied by Cl − anions (Figure 5c ). These channels are also remarkable by the fact that they provide spatial localization of the weak closed-shell interactions in the crystal structure (Figure 5d ). (Figure 5c ). These channels are also remarkable by the fact that they provide spatial localization of the weak closed-shell interactions in the crystal structure (Figure 5d ). and (010) directions through the formation of the Cu-O bonds (Figure 5b) . The metal-oxide bonding network based upon the Cu-O and Se-O bonds contains the strongest chemical bonds in the structure. It can be seen, however, that this network possesses 1-dimensional channels parallel to (001) (i.e., the direction of extension of the [O2Cu5] chains) and these channels are occupied by Cl − anions (Figure 5c ). These channels are also remarkable by the fact that they provide spatial localization of the weak closed-shell interactions in the crystal structure (Figure 5d ). The mode of linkage of the basic structural modules in the structure of parageorgbokiite, β-Cu 5 O 2 (SeO 3 ) 2 Cl 2 , is different, which is illustrated in Figure 6 .
In contrast to georgbokiite, the [O 2 Cu 5 ] chains in parageorgbokiite have different relative orientations ( Figure 6a ) and are parallel to the a axis. Their linkage through (SeO 3 ) groups (attached to the (OCu 4 ) tetrahedra in the face-to-face fashion) results in the formation of a 3-dimensional framework of relatively strong bonds (Figure 6b ) with channels occupied by Cl − anions (Figure 6c ) and hosting the bcps corresponding to weak closed-shell interactions (Figure 6d) . Tables 4 and 5 provide lists of bcps found for georgbokiite and parageorgbokiite, respectively. According to their properties, all interatomic interactions in the two minerals can be classified into three groups: The appearance of the second group of interactions (which is absent in the Zn 2 (SeO 3 )Cl 2 polymorphs) is due to the Jahn-Teller distortion of Cu 2+ coordination [69] , which results in the splitting of Cu-X interactions (X = O, Cl) into short and long bonds. It is noteworthy that the empirical bond-valence theory [70] would make no distinction between the different long Cu-X bonds, whereas the data given in Tables 4 and 5 indicate that the AIM theory classifies them into closed-shell and intermediate interactions (taking into account the conditional character of the adopted classification (see Section 2)). In particular, for the Cu-Cl bonds, the border between the two types of interactions corresponds to the Cu-Cl distance of 2.739 Å. It is of interest that the ρ(r c ) for the closed-shell Cu-X interactions is of the same order as for other closed-shell interactions in the two structures. The configuration of closed-shell interactions inside the channels in the crystal structures of the Cu 5 O 2 (SeO 3 ) 2 Cl 2 polymorphs is shown in Figure 7 . In georgbokiite (Figure 7a ), the channels are more compact and have (SeO 3 ) groups on one side and Cl − anions on another, each Se and each Cl atom participates in two Se-Cl interactions, and there are no Cl-Cl interactions. In contrast, in parageorgbokiite (Figure 7b) , the channels are larger and have both (SeO 3 ) groups and Cl − anions on both sides. Each Se atom participates in two Se-Cl interactions, whereas each Cl atom participates in two Se-Cl, two Cl-Cl and one Cl-O interactions. The structure of the channels in the two polymorphs is therefore remarkably different, which can be explained by the different arrangements of basic structural modules.
The more open character of the crystal structure of parageorgbokiite compared to that of georgbokiite is reflected in the values of physical densities, which are equal to 4.88 and 4.69 g . cm −3 for the α-and β-polymorphs, respectively. According to Krivovichev et al. [47] , parageorgbokiite is most likely a high-temperature modification of Cu 5 O 2 (SeO 3 ) 2 Cl 2 , however, the relative stabilities of the two minerals are unknown. It is of interest that, whereas georgbokiite can easily be synthesized by the chemical vapor transport reactions method [55, 71] , no synthetic analogue is known for parageorgbokiite. 
Burnsite, KCdCu7O2(SeO3)2Cl9
Burnsite, KCdCu7O2(SeO3)2Cl9, was discovered in Tolbachik fumaroles in 2002 [18] . By analogy with Cu5O2(SeO3)2Cl2 polymorphs, its crystal structure contains additional O atoms tetrahedrally coordinated by four Cu atoms [48] . Two (OCu4) tetrahedra share a common Cu atom to form a [O2Cu7] dimer (Figure 8a ) similar to those recently observed in the crystal structure of Na2Cu7O2(SeO3)4Cl4 [72, 73] . 
Burnsite, KCdCu7O2(SeO3)2Cl9, was discovered in Tolbachik fumaroles in 2002 [18] . By analogy with Cu5O2(SeO3)2Cl2 polymorphs, its crystal structure contains additional O atoms tetrahedrally coordinated by four Cu atoms [48] . Two (OCu4) tetrahedra share a common Cu atom to form a [O2Cu7] dimer (Figure 8a ) similar to those recently observed in the crystal structure of [72, 73] .
In the crystal structure of burnsite, the [O 2 Cu 7 ] dimers are surrounded by two (SeO 3 ) groups each of them attached to the (OCu 4 ) tetrahedra in a face-to-face fashion (Figure 8b) (Figure 9a ) with large cavities occupied by Cd 2+ , K + , and Cl − ions (Figure 9b) . Table 6 provides a list of bcps in the crystal structure of burnsite. It can be seen that most of the interatomic interactions can be described as belonging to the intermediate type with ∇ 2 ρ(r c ) > 0 and H(r c ) < 0, except for the Se-Cl interactions that are of the closed-shell type (∇ 2 ρ(r c ) > 0 and H(r c ) > 0). Figure 8c shows the atomic configuration inside the cavity occupied by two (SeO 3 ) groups and three Cl − ions. In the crystal structure of burnsite, the [O2Cu7] dimers are surrounded by two (SeO3) groups each of them attached to the (OCu4) tetrahedra in a face-to-face fashion (Figure 8b ). The resulting {[O2Cu7](SeO3)2} groups are linked via Cu-O bonds into an open three-dimensional framework (Figure 9a ) with large cavities occupied by Cd 2+ , K + , and Cl − ions (Figure 9b) . Table 6 provides a list of bcps in the crystal structure of burnsite. It can be seen that most of the interatomic interactions can be described as belonging to the intermediate type with ∇ 2 ρ(rc) > 0 and H(rc) < 0, except for the Se-Cl interactions that are of the closed-shell type (∇ 2 ρ(rc) > 0 and H(rc) > 0). Figure 8c shows the atomic configuration inside the cavity occupied by two (SeO3) groups and three Cl − ions. Table 6 . Bond critical points in the crystal structure of burnsite, KCdCu7O2(SeO3)2Cl9, and their properties. Each (SeO3) group forms participates in three Se-Cl interactions, so that the full coordination of Se 4+ ions can be viewed as trigonal prismatic, similar to that observed in the crystal structures of the Zn2(SeO3)Cl2 polymorphs (see above). Each Cl2 atom participates in two Cl-Se closed-shell interactions.
Conclusions
The analysis of theoretical electron density distributions in selenite chlorides reveals the existence in their structures of two basic types of interactions: intermediate interactions with essential covalent contribution [∇ 2 ρ(rc) > 0 and H(rc) < 0] and closed-shell interactions [∇ 2 ρ(rc) > 0 and H(rc) > 0]. In the Zn2(SeO3)Cl2 polymorphs and burnsite, all Me-X interactions are of the first type, whereas, in georgbokiite and parageorgbokiite, the Jahn-Teller distortion of the Cu 2+ coordination geometry results in the elongation of some of the Cu-X bonds and their transition to the closed-shell type. All anion-anion (Cl-Cl and O-O) interactions are of the closed-shell type as well, quite comparable with the previous observations of anion-anion bonding in inorganic salts [32] .
The nature of the Se-Cl interactions deserves special attention. The analysis of the bond-critical points of the Laplacian of the electron-density distribution indicates that, at least in selenite chlorides under consideration, it is different from that of the halogen or chalcogen bonds [74] [75] [76] , i.e., it is not of the electron donor/electron acceptor type. The regions with concentrated and depleted regions of electron density around Se 4+ and Cl − ions do not correlate with each other and are not aligned with the Se-Cl bonding paths. However, the Se-Cl interaction corresponds to the overlap of van der Waals radii: the typical Se-Cl distance is selenite chlorides is in the range 3.30-3.55 Å , whereas the sum of the van der Waals radii (R W ) is equal to R W Se + R W Cl = 1.9 + 1.8 = 3.7 Å [77] . The energy of the Se-Cl closed-shell interactions, Eint, can be estimated using the equation proposed by Espinosa et al. [78] :
where V(rc) is the potential electron energy density at bcp expressed in atomic units (a.u.). Taking into account that the V(rc) value in selenite chlorides analyzed above varies from −0.0083 to −0.0044 a.u., the energy of the Se-Cl closed-shell interactions can be estimated as 1.4-2.6 kcal . mol −1 . This energy range is comparable to that observed for weak hydrogen bonds [79] or other weakly bonded configurations, e.g., weak I-O bonds in α-HIO3 [80] , and anion-anion and cation-cation interactions [81, 82] . Despite their weakness, these interactions provide additional stabilization of structural architectures. However, it should be noted that the Equation (2) was originally proposed for hydrogen-bonded interactions and its applicability to closed-shell interactions is not fully justified. It is also of interest that the presence of the Se-Cl bonding interactions may at least in part explain the bond-valence deficiency frequently observed for Cl − anions in natural selenite chlorides 
The In the Zn 2 (SeO 3 )Cl 2 polymorphs and burnsite, all Me-X interactions are of the first type, whereas, in georgbokiite and parageorgbokiite, the Jahn-Teller distortion of the Cu 2+ coordination geometry results in the elongation of some of the Cu-X bonds and their transition to the closed-shell type. All anion-anion (Cl-Cl and O-O) interactions are of the closed-shell type as well, quite comparable with the previous observations of anion-anion bonding in inorganic salts [32] .
The nature of the Se-Cl interactions deserves special attention. The analysis of the bond-critical points of the Laplacian of the electron-density distribution indicates that, at least in selenite chlorides under consideration, it is different from that of the halogen or chalcogen bonds [74] [75] [76] , i.e., it is not of the electron donor/electron acceptor type. The regions with concentrated and depleted regions of electron density around Se 4+ and Cl − ions do not correlate with each other and are not aligned with the Se-Cl bonding paths. However, the Se-Cl interaction corresponds to the overlap of van der Waals radii: the typical Se-Cl distance is selenite chlorides is in the range 3.30-3.55 Å, whereas the sum of the van der Waals radii (R W ) is equal to R W Se + R W Cl = 1.9 + 1.8 = 3.7 Å [77] . The energy of the Se-Cl closed-shell interactions, E int , can be estimated using the equation proposed by Espinosa et al. [78] :
where V(r c ) is the potential electron energy density at bcp expressed in atomic units (a.u.). Taking into account that the V(r c ) value in selenite chlorides analyzed above varies from −0.0083 to −0.0044 a.u., the energy of the Se-Cl closed-shell interactions can be estimated as 1.4-2.6 kcal . mol −1 . This energy range is comparable to that observed for weak hydrogen bonds [79] or other weakly bonded configurations, e.g., weak I-O bonds in α-HIO 3 [80] , and anion-anion and cation-cation interactions [81, 82] . Despite their weakness, these interactions provide additional stabilization of structural architectures. However, it should be noted that the Equation (2) was originally proposed for hydrogen-bonded interactions and its applicability to closed-shell interactions is not fully justified. It is also of interest that the presence of the Se-Cl bonding interactions may at least in part explain the bond-valence deficiency frequently observed for Cl − anions in natural selenite chlorides [22, 42, 47, 48] . Our conclusion about the closed-shell nature of the Se-Cl interactions is also supported by the fact that the total net charges on Se atoms (calculated for sofiite and georgbokiite) are in the range of +6.05-6.07, which indicates that there is no correlation between these values and the number of Se-Cl interactions per Se 4+ cation.
Thus, the existence of the large number of selenite chlorides and almost complete absence of selenate chlorides can be explained by the tendency of Se 4+ cations possessing a lone electron pair to participate in attractive Se 4+ -Cl − interactions, which cannot be realized in Se 6+ oxysalts. Though weak, these interactions seem to be of crucial importance for the stabilization of structural architectures with relatively hard intermediate metal-oxide interactions and relatively soft closed-shell interactions. The Se 4+ -Cl − configurations are localized inside framework channels or cavities, which can be therefore be viewed as regions of weak and soft interactions in the structure.
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